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(54) Cellulose ester composition 

(57) The present invention provides a raw material 
composition for producing a film excellent in optical and 
mechanical characteristics to which the solvent-casting 
is applicable. 

Namely, the present invention provides a cellulose 
ester composition, comprising 1 to 99 % by weight of 
cellulose triacetate prepared by substituting hydroxy! 
groups of cellulose with acetyl and having a degree of 
substitution with acetyl. DSace, which satisfies the rela- 
tionship: 2.7 £ DSace s 3.0. and 99 to 1 % by weight of 



a mixed fatty acid ester of cellulose prepared by substi- 
tuting hydroxyl groups of cellulose with acetyl and acyl 
having three or more carbon atoms and having degrees 
of substitution with acetyl and the acyl having three or 
more cartxsn atoms. DSace and DSacyl, respectively, 
which satisfy the relationships: (1) 2.20 ^ DSace ^ 2.95. 
(II) 0.05 ^ DSacyl ^ 0.80 and (III) 2.60 ^ DSace + DSa- 
cyl ^ 3.00. 
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Description 

Field of the Invention 

5 [0001] The present invention relates to a cellulose ester composition useful as a raw material for producing a film 
excellent in optical characteristics and mechanical strengths. The present invention relates also to a liquid cellulose 
ester composition and a process for preparing the same. Additionally, the present invention also relates to a process for 
producing a cellulose ester film. 

10 Prior Art 

[0002] Cellulose acetate films are generally used as supports of photographic sensitive materials by virtue of their 
excellent toughness and flame retardance. or as protective films for polarizing plates for liquid crystal displays or color 
filters by virtue of their high optical isotropy. Such cellulose acetate films are generally produced by the solvent-casting 
or the melt-casting, and the former can give films having a better flatness than the latter. Although the flatness of a film 
can be improved by biaxial stretching, such stretching is causative of orienting the molecules to give a film having 
enhanced optical anisotropy. In general, the employment of the solvent-casting is desirable, because films to be used 
in the fields of photographic materials and optical materials are required except special ones to exhibit optical isotropy. 
[0003] Only methylene chloride has been substantially put into practical use as the solvent to be used for the solvent- 
casting. From the standpoint of environmental protection, however, there is a tendency to limit the use of halogenated 
hydrocarbons including methylene chloride. Further, methylene chloride has a low boiling point (41 °C) and is therefore 
liable to evaporate easily during the production of a film to thereby worsen the working atmosphere. Acetone and methyl 
acetate known as general-purpose solvents have high boiling points and therefore have little adverse effect on the envi- 
ronment as compared with methylene chloride, being preferable in this respect. However, cellulose acetates exhibit low 
solubilities in acetone or methyl acetate. In particular, cellulose triacetate having a degree of substitution of 2.80 (cor- 
responding to a degree of acetylation of 60.1 %) or above is little dissolved in such a solvent at room temperature 
though swollen therewith. 

[0004] In order to solve these problems, research and development have been made to modify not the solvent but the 
composition of cellulose ester For example, it is disclosed in C. J. Malm et al.. Ind. Eng. Chem.. 43. 688. 1951 that 
greater latitude is allowed in selecting the solvent for cellulose propionate or cellulose butyrate as compared with the 
selection thereof for cellulose acetate. Incidentally, cellulose propionate and cellulose butyrate are soluble even in 
ketones and esters. However, films made of cellulose propionate or cellulose butyrate have the problem of being inferior 
to cellulose acetate films in mechanical strengths and endurance. Further, mixed fatty acid esters of cellulose such as 
cellulose acetate propionate and cellulose acetate butyrate are commercially available from. e.g.. Eastman Chemical 
Co.. and these cellulose esters are soluble even in general-purpose solvents such as acetone and methyl acetate. How- 
ever, films made of these mixed fatty add esters of cellulose are poor in niechanical strengths and endurance, so that 
they are actually sold for the purpose of use of coating only. 

[0005] Further, other mixed fatty acid esters of cellulose are also proposed in JP-A 8-231 761 . wherein the total degree 
of substitution is 2.6 to 3.0, the degree of substitution with acetyl is 2.0 and 2.7. and that with acyl other than acetyl is 
0.3 to 0.8. However, films made of the mixed fatty acid esters of cellulose which are chemically modified with an acyl 
group other than propionyl are poor in mechanical characteristics, particularly elastic modulus, and lowered in tough- 
ness owing to the significant motion of the acyl group, thus being unsuitable for photographic materials or optical mate- 
rials. 
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[00061 It is conceivable that the properties of a mixed fatty acid ester of cellulose may be made approximate to those 
of cellulose triacetate by enhancing the degree of acetylation of the ester with a lowering in the degree of substitution 
with acyl other than acetyl. However, these mixed fatty acid esters of cellulose are also insoluble in generaliDurpose sol- 
vents at room temperature, so that the application of the solvent-casting thereto is impossible. Although it is also con- 
ceivable to blend cellulose triacetate with another polymer. for modification, no polymer conpatible with cellulose 
triacetate has been reported as yet. 



Disclosure of the Invention 

[0007] The present invention aims at providing a cellulose ester composition which is easily soluble in general-pur- 
pose organic solvents and can give a film excellent in mechanical characteristics and optical characteristics by the sol- 
55 vent-casting. 

[0008] The present invention aims also at providing a liqtfid cellulose ester composition suitable for producing the 
above film and a process for preparing the composition. 

[0009] Further, the present invention aims also at providing a process for producing a cellulose ester fflm. by which 
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films suitably usable for photographic materials or optical materials can be produced. 

[0010] The inventors of the present invention have made many studies with their attention directed to the point that 
when a mixture of cellulose triacetate with other component is used as the raw material for producing a film excellent in 
optical characteristics and mechanical strengths, the components constituting the raw material must be not only easily 

5 soluble but also excellent in compatibility with each other. As a result of the studies, they have found out a specific com- 
bination of cellulose triacetate with a mixed fatty acid ester of cellulose which is easily soluble in general-purpose sol- 
vents and excellent in the compatibility, and the present invention has been accomplished on the basis of this finding. 
[001 1] Namely, the present invention relates to a cellulose ester composition, comprising 1 to 99 % by weight of (a) 
cellulose triacetate prepared by substituting hydroxyl groups of cellulose with acetyl, having a degree of substitution 

10 with acetyl, DSace, which satisfies the relationship: 2.7 ^ DSace ^ 3.0. and 99 to 1 % by weight of (b) a mixed fatty acid 
ester of cellulose, prepared by substituting hydroxyl groups of cellulose with acetyl and acyl having three or more car- 
bon atoms, having degrees of substitution with acetyl and the acyl having three or more carbon atoms. DSace and DSa- 
cyl, respectively, which satisfy the relationships: (I) 2.20 ^ DSace s 2.95. (II) 0.05 ^ DSacyl ^ 0.80 and (III) 2.60 ^ 
DSace 4- DSacyl ^ 3.00. 

IS 

Detailed Description of the Invention 

[001 2] First, explanation will be made on the cellulose ester composition according to the present invention. The com- 
ponent (a) constituting the cellulose ester composition is cellulose triacetate prepared by substituting hydroxyl groups • 
20 of cellulose with acetyl. In order to enhance the optical and mechanical characteristics of a film and the compatibility 
with the component (b), the cellulose triacetate is further required to have a degree of substitution with acetyl. DSace. 
which satisfies the relationship: 2.7 s DSace s 3.0. preferably 2.72 ^ DSace ^ 2.95. 

[0013] From the standpoints of the compatibility of the component (a) with the component (b) and the optical and 
mechanical characteristics of a film made of the composition, the content of the component (a) in the cellulose ester 
25 composition is limited to 1 to 99 % by weight, preferably 10 to 99 % by weight, particularly preferably 30 to 95 % by 
weight, still preferably 40 to 95 % by weight. 

[0014] The component (b) constituting the cellulose ester composition is a mixed fatty acid ester of cellulose prepared 
by siiDStitutng hydroxyl groups of cellulose with acetyl and acyl having three or more carbon atoms. In order to enhance 
the compatibility with the component (a) and the optical and mechanical characteristics of a film made from the compo- 
30 sition. the mixed fatty acid ester is further required to have degrees of substitution with acetyl and the acyl having three 
or more carbon atoms, DSace and DSacyl. which satisfy the relationships: (I) 2.20 ^ DSace s 2,95, (11) 0.05 ^ DSacyl 
^ 0.80 and (III) 2.60 ^ DSace + DSacyl ^ 3.00. 

[0015] In the component (b), it is preferable that the acyl having three or more cart)on atoms be propionyl or butyryl. 
[0016] With respect to the component (b), the relationship (I) is preferably 2.25 ^ DSace § 2.95, the relationship (II) 

35 is preferably 0.05 ^ DSacyl ^ 0.75, and the relationship (III) is preferably 2.70 ^ DSace + DSacyl ^ 3.00. 

[0017] The mixed fatty acid ester of cellulose to be used as the component (b) can be prepared by known processes. 
For example, it can be prepared by esterifying cellulose with a mixed organic acid comprising organic acids correspond- 
ing to acetyl and propionyl groups (i.e., acetic acid and propionic acid), or acid anhydrides thereof (i.e.. acetic anhydride 
and propionic anhydride). After the completion of the substitution, if necessary, it may be subjected to hydrolysis 

40 (saponification) to regulate the degrees of substitution. 

[001 8] The amounts of the acetylating agent and propionylating agent to be used may be so selected that the degrees 
of substitution satisfy the relationships (I) to (HI). When acid anhydrides are used as the acylating agents (in the above 
example, both an acetylating agent and a propionylating agent), an organic acid such as acetic acid is used as the sol- 
vent for the esterification and an acid such as sulfuric acid is used as the catalyst. When acid chlorides are used as the 

45 acylating agents, a basic compound is used as the catalyst. The amount of the solvent to be used in the esterification 
is preferably 100 to 1000 parts by weight, particularly preferably 200 to 600 parts by weight per 100 parts by weight of 
cellulose. The amount of the acid catalyst to be used is preferably 0. 1 to 20 parts by weight, particularly preferably 0.4 
to 10 parts by weight per 100 parts by weight of cellulose. The reaction temperature is preferably 10 to 120 *'C, partic- 
ularly preferably 20 to 80 **C. 

so [0019] After the completion of the reaction, the reaction mixture is subjected to separation by precipitation or other 
conventional means, washing and drying successively to give a mixed fatty acid ester of cellulose such as cellulose 
acetate propionate. 

[0020] From the standpoints of the compatibility of the component (b) with the component (a) and the optical and 
mechanical characteristics of a film made of the composition, the content of the component (b) in the cellulose ester 
55 composition is limited to 99 to 1 % by weight, preferably 90 to 1 % by weight, particulariy preferably 70 to 5 % by weight, 
still preferably 60 to 5 % by weight. 

[0021] The cellulose ester composition of the present invention may further contain a plastictzer for the purposes of 
improving the mechanical characteristics and enhancing the drying rate. Such a plasticizer includes phosphoric acid 
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esters and cartoxylic acid esters. Examples of the phosphoric acid esters include triphenyl phosphate (JPP) and tricr- 
esyl phosphate (TCP), while those of the cartx)xylic acid esters include phthalates such as dimethyl phthalate (DMP). 
diethyl phthalate (DEP). dibutyl phthalate (DBP). dioctyl phthalate (DOP) and diethylhexyl phthalate (DEHP); atrates 
such as O-acetylcitric acid triethyl ester (OACTE) and O-acetyldtric acid tributyl ester (OACTB); and other carboxylic 
5 acid esters such as butyl oleate. acetylricinoleic acid methyl ester, dibutyl sebacate and trimellitates. Annong these plas- 
ticizers. phthalates are preferable, with diethyl phthalate being particularly preferable. 

[0022] The amount of the plasticizer to be used is preferably 0.1 to 40 % by weight, particularly preferably 0.5 to 25 
% by weight based on the total amount of the components (a) and (b). 

[00231 The cellulose ester composition of the present invention may further contain other components, as far as the 

10 object of the present invention is not impaired. Such components include deterioration inhibitors, ultraviolet inhibitors, 
colorants such as pigments, inorganic fines for enhancing the bulk specific gravity, and so on. 
[0024] Next, explanation will be made on the liquid cellulose ester conrtposition of the present invention. The liquid 
cellulose ester composition is one prepared by dissolving the above cellutose ester composition In an organic solvent. 
[0025] The organic solvent to be used includes ketones, esters and ethers being substantially free from halogen. 

/5 among which ketones having 3 to 12 carbon atoms, esters having 3 to 12 carbon atoms and ethers having 3 to 12 car- 
bon atoms are preferable. The ketones, esters or ethers may each have two or more functional groups (i.e.. -CO. -COO- 
or -0-) or alternatively they may have other functional groups such as alcoholic hydroxyl. with respect to such a solvent 
having' two or more functional groups, it is preferable that the number of carbon atoms fall within the range as specified 
above for a solvent having either of the functional groups. The term "substantially halogen-free" used in this specifica- 

20 tion refers to having a halogen content of less than 5 % by weight, preferably less than 2 % by weight. 

[0026] Examples of the ketones having 3 to 12 carbon atoms include acetone, methyl ethyl ketone, diethyl ketone, 
diisobutyl ketone, cyclohexanone and methylcyclo-hexanone. Examples of the esters having 3 to 12 carbon atoms 
include ethyl formate, propyl formate, pentyl formate, methyl acetate, ethyl acetate and pentyl acetate. Examples of the 
ethers having 3 to 12 carbon atoms include diisopropyl ether, dimethoxymethane. dimethoxyethane. 1.4-dioxane. 1 .3- 

25 dioxolane. tetrahydrofuran. anisde and phenetole. Examples of the organic solvents having tww) or more functional 
groups include 2-ethoxyethyl acetate. 2-methoxyethanol and 2-butoxyethanoi. 

[0027] Another solvent may be used simultaneously with the above organic solvent including nrtromethane. and Ci - 
Ce alcohols such as methanol, ethanol. propanol. isopropanol. 1-butanol. t-butanol. 2-methyl-2-butanol and cyclohexa- 
nol When the other solvent is'used simultaneously with the ketone, ester or ether, it is desirable that the ketone, ester. 
30 or ether accounts for 1 0 to 99. 5 % by weight, particularly desirably 20 to 99 % by weight, more desirably 40 to 98.5 % 
by weight, most preferably 60 to 98 % by weight of the total amount of the organic solvents. 

[0028] From the standpoint of the easiness in film formation by the solvent-casting, it is preferable that the concentra- 
tion of the components (a) and (b) in the liquid cellulose ester composition be 5 to 50 % by weight, particularly prefera- 
bly 7 to 40 % by weight. 

35 [0029] Next, the process for preparing the liquid cellulose ester composition according to the present invention will tDe 
explained by referring to an example. First, the above cellulose ester composition is added to an organic solvent at room 
temperature under stirring in portions to form a slurry In this step, the concentration of the cellulose ester composition 
in the slurry is adjusted to 1 0 to 40 % by weight, preferably 1 0 to 30 % by weight. When a plasticizer or other component 
is used, it may be added in this st^. Tnen. the slurry is kept at -110 to 20 °C. in this stage, the solvent penetrates trans- 
40 lucent-white insoluWes to form bubbles, and then the slurry turns colorless transparent. Then, the resulting slun-y is kept 
at a temperature which is higher than the tennperature employed in the preceding step and falls within the range of 0 to 
120 ^C to dissolve the slurry Thus, a liquid cellulose ester composition according to the present invention is obtained. 
[0030] In the above process, the use of a closed vessel as the reactor is preferable to avoid the contamination with 
water due to moisture condensation occurring in the cooling step. Further, the preparation time may be shortened by 
45 using a pressure vessel and pressuring the vessel in the cooling step and/or evacuating it in the heating step. 

[0031] Next, explanation will be made on the production of a cellulose ester film according to the present invention. 
Conventional solvent casting processes can be employed in the production. Examples of such processes include a 
process which comprises casting a liquid cellulose ester composition on a glass plate, subjecting the resulting glass 
plate to air drying and peeling the formed film from the glass plate; and a process which comprises casting a liquid cel- 
lulose ester composition on a substrate such as a planished drum or band, subjecting the resulting substrate to drying 
to evaporate away the organic solvent and peeling the'formed film from the substrate. Further, the production may be 
conducted also by a process as described in JP-B 5-17844. column 4. line 19 to column 5. line 20. which compnses 
casting a highK:oncentration dope on a cooled drum to thereby shorten the time interval between the casting and the 
peeling 

[0032] The liquid cellulose ester composrtion is excellent in formability into film, so that the production of a f il m from 
the composition can be conducted at ordinary room temperature of factories, e.g.. at about 10 to 30 «C. without partic- 
ular consideration to seasonal and regional temperature changes. 

[0033] Ihe drying method is not particularly lirrated but may be any means which can remove the organic solvent. For 
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example, it may be conducted at 20 to 250 preferably 30 to 200 ^'C undera normal or reduced pressure. 
[0034] The thickness of the film can be properly changed in accordance with the purpose of use, though it is generally 
about 0. 1 to 250 jim. For example, the thickness may be adjusted to about 0. 1 to 3 jim for optical thin films for protecting 
IC masks, while it may be adjusted to about 10 to 50 ^m for wrapping films. Further, it may be adjusted to about 50 to 
250 ^im for photographic or optical materials. 

[0035] Further, cellulose ester fibers can be also produced by using the liquid cellulose ester composition. The pro- 
duction of such cellulose ester fibers can be conducted known dry or wet spinning processes. The drying of such fibers 
may be conducted by the methods as described above for the film. 

[0036] The fineness of the cellulose ester fibers is preferably 1 to 1 6 denier, particularly preferably 1 to 1 0 denier, still 
preferably 2 to 8 denier. The crosssectional contour of the ftoers is not particularly limited, but may be selected from 
among circle, ellipse, and modified shapes (such as shapes of "Y". "X", r and "R"). Alternatively, the fibers may have 
irregular cross sections or be hollow ones. 

Brief Description of the Drawing 

[0037] Fig. 1 shows the results of DSC. 

Example 

[0038] The present invention will now be described in more detail by referring to Examples, though the present inven- 
tion is not limited by them. The measured values given in the Examples were determined by the following methods. 

(1) Degrees of substitution of cellulose ester 

[0039] 70 ml of acetone and 30 ml of dimethyl sulfoxide were added to 1 .9 g of dry cellulose ester weighed accurately. 
The obtained mixture was dissolved, followed by the addition of 50 ml of acetone. 30 ml of a 1 N aqueous solution of 
sodium hydroxide was added to the mixture prepared above under stirring to conduct saponification for 2 hours "100 ml 
of boiling water was added to the flask to wash the side wall thereof. The resulting mixture was titrated with 1 N sulfuric 
acid by using phenolphthalein as the indicator. Separately, a blank test was conducted in a similar manner to the one 
described above. 

[0040] After the completion of the titration, the supernatant was diluted 100 times and examined for the composition 
of organic acids by ion chromatography. The degrees of substitution were calculated based on the results of the titration 
and the acid composition determined by ion chromatography according to the following formulae: 

TA =(B-A) X F/(1000 X W) - 

DSace = (162.14 X TA)/I1-42.14 x TA + (V56.06 x TA) x (AL7AC)] 

DSpro = DSace X (AUAC) 



A: Quantity (ml) of 1 N sulfuric acid consumed for the neutralization of a sample 

B: Quantity (ml) of 1 N sulfuric acid consumed for the neutralization of a blank 

F: Titer of 1 N sulfuric acid 

W: Weight (g) of a sample 

TA: Total organic acid content (mol/g) 

AUAC: Mole ratio of propionic acid (AL) to acetic acid (AC) as determined by ion chromatography 

DSace: degree of substitution with acetyl 

DSpro: degree of substitution with proplonyl (DSpro = DSacyl) 



(2) Number-average molecular weight of cellulose ester 

[0041] The number-average molecular weight of each cellulose ester was determined by the use of a high-perform- 
ance liquid chromatography system provided with a gel filtration column to which a detector for refractive index and low 
angle laser light scattering was connected (i.e.. GPC-LALLS). The conditions of measurement are as follows: 

Solvent: methylene chloride 

Column: GMHXL (a product of Tosoh Corp.) 

Concn. of sample: 0.1 w/v % 
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Flow rate: l.Oml/min 

Amt. of sample injected: 300 ul 

Reference: polymethyl methacrylate (MW: 218.600) 

Temp.: 24 

(3) Compatibility of cellulose ester composition 
0 Visual observation method 



TO 



15 



[00421 A solution of a cellulose ester composition in an organic solvent (i.e.. a liquid cellulose 

LiS to Lnd for one week and then examined for compatibility, i.e.. whether the composition suffered 1k,uk1 / iquKl 



separation or not. 

® Thermal analysis method 



100431 A solution of a cellulose ester composition in an organic solvent Q^., a '^^^^ 

ca^ on a olass plate and air-dried. Then, the fiWike sample thus formed was further vacuum<lned at 105 C for 3 
hoJrs andSmrnS for glass transition behavior by differential scanning ^alorimetry (DSC) tc^etermm whett^^ ^e 
5°a^^Ssmon behavior was single (1 : compatible) or separated (2: incompatible), "me conditions ol DSC are as fd- 
20 lows: 

Equipment: differential scanning calorimeter. DSC-7. mfd. by me PerWn Elmer Corp. 

Atmosphere of measurement: nitrogen 
Temp, rise rate: 20 <^G/min 

25 Temp, range of measurement: 70 to 21 0 °C 

Temp, calibration: two-point calibration 

In- melting point: 1 56.60 °C 

Sn: melting point: 231 .88 °C 

Calibration of quantity of heat: one-point calibration 
In- heat of fusion: 28.45 J/g 



30 



35 



(4) Retardation (Re) value of cellulose ester film 

[0044] The Re value is defined by the following formula; 

Re = I n X - n y I >^ d 



in which each of n, and n, is principal refractive index measured by Light of wavelength of 632.8nm in plane of the film; 

.0 ^^e'^Rj^Te^irbe'Stained by incident Ught along a perpendicular direction to the film surface, by using an 

ellipsometer (AEP-100. mfd. by Shimadzu Corp.) 

(5) Dynamic viscoelasticity of cellulose ester film 

45 10046] The dynamic viscoelasticity of a film was determined by using automatic dynamic 

Jautoment for solid (RSA-ll- mid. by Rheometrics). A sample film (thickness: about 1 GO jim) was cut into strips 2 mm in 
:?^S^nll^\y.eJp^ssU.e6 at'both its ends and a forced .^ration was -PP"2*° ^onThe bjS 
To determine the stressSain characteristics. The dynamic viscoelasticity of the samje was ^uated ° 
tSe characteristics. The temperature of measurement was 26 "C. and the frequency thereof was 10 Hz. The measure 

50 ment was conducted in nitrogen gas. 

Example 1 

100471 90 parts by weight of methyl acetate was mixed witin 5 parts by weight of cellulor.e tiiacetate (DJace: 2^87^ 
55 nu^r-averaoedegrre of polymerization: 407. number-average molecular weight: 1 1 5.000;(heremafter abbr^^a ed to 
a^ I paS by we^W^ cellulose acetate propionate (DSace: 2.60. DSpro: 0.30. nun*er-average deg^ of 
pTmer zatioa 43?numbe?-average molecular weight: 126.000)(hereinafter abbreviated to -CAP-r) ^^J" 
^^(25 to ^epare a slurry h^ng a polymer concentration (which refers to a total concentration of cellulose tna- 
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cetate and cellulose acetate propionate, the same applies hereinafter) of 10 % by weight. This slunry contained white 
Insolubles. The slurry was cooled for one hour in a methanol bath adjusted to -20 °C with dry ice. No white insolubles 
were observed in the slurry taken out of the bath, while many bubbles formed by the penetration of the solvent were 
observed. The slurry was allowed to stand at room temperature for 10 minutes and then kept in a hot water bath set at 
40 °C for 10 minutes to give a liquid cellulose ester composition. The composition exhibited fluidity and was free from 
an undissolved lump. The liquid cellulose ester composition was allowed to stand at room temperature for one week. 
No change was observed in the appearance of the composition. The liquid cellulose ester composition was cast on a 
glass plate and air-dried at 25 "G to give a film. This film could be easily peeled from the glass plate after the lapse of 
30 minutes from the casting. The film was subjected to the above DSC. Fig. 1 shows the result. 

Example 2 

[0048] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CTA-1 and 5 parts by weight of cel- 
lulose acetate propionate (DSace: 2.31 , DSpro: 0.61 . number-average degree of polymerization: 737. number- average 
molecular weight: 212,000)(hereinafter abbreviated to "CAP-2") at room temperature (25 to prepare a slurry having 
a polymer concentration of 10 % by weight. This slurry contained white insolutjies. The slurry was cooled for one hour 
in a methanol bath adjusted to -1 5 °C with dry ice. No white insolubles were observed in the slurry taken out of the bath, 
while many bubbles formed by the penetration of the solvent were observed. The slurry was allowed to stand at room 
temperature for 10 minutes and then kept in a hot water bath set at 40 °C for 10 minutes to give a liquid cellulose ester 
composition. The composition exhibited fluidity and was free from an undissolved lump. The liquid cellulose ester com- 
position was allowed to stand at room temperature for one week. No change was observed In the appearance of the 
composition. 

Example 3 

[0049] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of cellulose triacetate (DSace: 2.75. 
number-average degree of polymerization: 389, number-average molecular weight: 108.000) (hereinafter abbreviated 
to "CTA-2") and 5 parts by weight of CAP-1 at room temperature (25 °C) to prepare a slurry having a polymer concen- 
tration of 10 % by weight. This slurry contained white insolubles. The slurry was cooled for one hour in a methanol bath 
adjusted to 0 ^'C with dry ice. No white insolubles were observed in the slurry taken out of the bath, while many bubbles 
formed by the penetration of the solvent were observed. The slurry was allowed to stand at room temperature for 10 
minutes and then kept in a hot water bath set at 40 for 10 minutes to give a liquid cellulose ester composition. The 
composition exhibited fluidity and was free from an undissolved lump. The liquid cellulose ester composition was 
allowed to stand at room temperature for one week. No change was observed in the appearance of the composition. 

Example 4 

[0050] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CTA-2 and 5 parts by weight of CAP- 
2 at room temperature (25 °C) to prepare a slurry having a polymer concentration of 10 % by weight. This slurry con- 
tained white insolubles. The slurry was cooled for one hour in a methanol bath adjusted to 0 **C with dry ice. No white 
insolubles were observed in the slurry taken out of the bath, while many bubbles formed by the penetration of the sol- 
vent were okaserved. The slurry was allowed to stand at room temperature for 10 minutes and then kept in a hot water 
bath set at 40 ''C for 10 minutes to give a liquid cellulose ester composition. The composition exhibited fluidity and was 
free from an undissolved lump. The liquid cellulose ester composition was allowed to stand at room temperatijre for one 
week. No change was observed in the appearance of the composition. 

Comparative Example 1 

[0051] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of cellulose acetate (DSace: 2.45, 
number-average degree of polymerization: 1434, number-average molecular weight: 380,000)(hereinafter abbreviated 
to "CDA-1 '*) and 5 parts by weight of CAP-1 at room temperature (25 °C) to prepare a slurry having a polymer concen- 
tration of 10 % by weight. This slurry contained white insolubles. The slurry was cooled for one hour in a methanol bath 
adjusted to 0 '^C with dry ice. No white insolubles were observed in the slurry taken out of the bath, while many bubbles 
formed by the penetration of the solvent were observed. The slurry was allowed to stand at room temperature for 10 
minutes and then kept in a hot water bath set at 40 ''C for 10 minutes to give a liquid cellulose ester composition. The 
composition exhibited fluidity and was free from an undissolved lump. The liquid cellulose ester composition was 
allowed to stand at room temperature for one week. The composition suffered liquid/liquid phase separation. 
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Comparative Example 2 

[0052] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CTA-1 and 5 parts by weight of a 
commercially available cellulose acetate propionate ("Cellidore'"" (trade name), a product of Bayer AG.. DSace: 0.32. 

5 DSpro: 2.32. number-average degree of polymerization: 718. number-average molecular weight: 219,000) (hereinafter 
abbreviated to •'CAP-3*') at room temperature (25 *»C) to prepare a slunry having a polymer concentration of 10 % by 
weight. This slurry contained white insolubles. The slurry was cooled for one hour in a methanol bath adjusted to -20 
°C with dry ice. No white insolubles were observed in the slurry taken out of the bath, while many bubbles formed by 
the penetration of the solvent were observed. The slurry was allowed to stand at room temperature for 10 minutes and 

10 then kept in a hot water bath set at 40 for 10 minutes to give a liquid cellulose ester composition. The composition 
exhibited fluidity and was free from an undissolved lump. The liquid cellulose ester composition was allowed to stand at 
room temperature for one week. The composition suffered liquid/liquid phase separation. 
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Comparative Example 3 



[00531 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CTA-2 and 5 parts by weight of CAP- 
3 at room temperature (25 ''C) to prepare a slun-y having a polymer concentration of 10 % by weight. This slurry con- 
tained white insolubles. The slurry was cooled for one hour in a methanol bath adjusted to 0 with dry ice. No white 
insolubles were observed in the slurry taken out of the bath, while many bubbles formed by the penetration of the sol- 
20 vent were observed- The slurry was allowed to stand at room temperature for 1 0 minutes and then kept in a hot water 
bath set at 40 *'C for 10 minutes to give a liquid cellulose ester composition. The composition exhibited fluidity and was 
free from an undissolved lump. The liquid cellulose ester composition was allowed to stand at room temperature for one 
week The composition suffered liquid/liquid phase separation. 



25 Comparative Example 4 

[0054] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CDA-1 and 5 parts by weight of CAP- 
2 at room temperature (25 ^'C) to prepare a slurry having a polymer concentration of 10 % by weight. This slurry was 
dissolved by allowing to stand at room temperature. The solution thus obtained was allowed to stand at room tempera- 
30 ture for one week. The solution suffered liquid/liquid phase separation. 



Comparative Example 5 

[0055] 90 parts by weight of methyl acetate was mixed with 5 parts by weight of CDA-1 and 5 parts by weight of CAP- 
35 3 at room temperature (25 °C) to prepare a slurry having a polymer concentration of 10 % by weight. This slurry was 
dissolved by allowing to stand at room temperature. The solution thus obtained was allowed to stand at room tempera- 
ture for one week The solution suffered liquid/liquid phase separation. A film was formed from the solution and exam- 
ined by DSC described above. 
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The result Is given in Fig. 1. 



Table 1 





Ex. 


Comp. Ex. 


1 


2 


3 


4 


1 


2 


3 


4 


5 


Component (a) 
OSace 


CTA-l 


CTA-1 


CTA-2 


CTA-2 


CDA-! 


CTA-l 


CTA-2 


CO A- 1 


CDA-» 


2.87 


2.87 


2.75 


2.75 


2.45 


2.87 


2.75 


2.45 


2.45 


Component (b) 
(1) 
(II) 


CAP-1 


CAP~2 


CAP- 1 


CAP-2 


CAP-I 


CAP-2 


CAP-3 


CAP-2 


CAP-3 


2.60 


2.31 


2.50 


2.31 


2.60 


0.32 


0.32 


2.31 


0.32 


0.30 


0.61 


0.30 


0.61 


0.30 


2.32 


2.32 


0.61 


2.32 


(Ml 


) 


2.90 


2.92 


2.90 


2.92 


2.90 


2.64 


2.64 


2.92 


2.64 


Compatibility 


visual 
observation 


one 
phase 


one 
phase 


one 
phase 


one 
phase 


two 
phases 


two 
phases 


two 
phases 


two 
phases 


two 
ph3ses 


thermal 
anatysis- 


1 


1 


1 


1 


2 


2 


2 


2 


2 



[0057] As apparent from the results given in Table 1 . the liquid cellulose ester compositions of Examples 1 to 4 were 
excellent in the compatibility of the components (a) and (b) with each other and therefore did not suffer phase separa- 
tion. As understood from Fig. 1 . the film made from the liquid composition of Example 1 took a uniform one-phase state 
and therefore exhibited only one glass transition behavior (corresponding to the position marked by an arrow In the fig- 
ure). On the other hand, the film made from the solution of Comparative Example 5 suffered phase separation and 
therefore exhibited two glass transition behaviors (corresponding to the positions marked by arrows in the figure). As 
apparent from the comparison of the Examples with the Comparative Examples, these results of the Examples are due 
to the degrees of substitution (e.g.. DSace) of the components (a) and (b) falling in their respective specific ranges. 

Example 5 

[0058] 85 parts by weight of methyl acetate was mixed with 7.5 parts by weight of CTA-2 and 7.5 parts by weight of 
CAP-2 at room temperature (25 ^'C) to prepare a slurry having a polymer concentration of 15 % by weight. This slurry 
was cooled for one hour in a methanol bath adjusted to -20 **C with dry ice. The resulting slurry was allowed to stand at 
room temperature for 10 minutes and then kept in a hot water bath set at 40 "C for 10 minutes to give a liquid cellulose 
ester composition. This liquid cellulose ester composition was cast on a glass plate and air-dried at 25 "C to give a film. 
This film could be easily peeled from the glass plate after the lapse of 25 minutes from the casting. The film was vac- 
uum-dried at 105 **C for 3 hours and then examined for Re value according to the above method. The result is given In 
Table 2. 

Comparative Example 6 

[0059] 85 parts by weight of methyl acetate was mixed with 1 5 parts by weight of CTA-2 at room temperature (25 °C) 
to prepare a slurry having a polymer concentration of 1 5 % by weight. This slurry was cooled for one hour in a methanol 
bath adjusted to -10 ''C with dry ice. The resulting slurry was allowed to stand at room temperature for 10 minutes and 
then kept in a hot water bath set at 40 *»C for 10 minutes to give a solution. This solution was cast on a glass plate, air- 
dried at 25 **C. and vacuum-dried at 1 05 °C for 3 hours. The film thus obtained was examined for optical characteristics. 
Re value according to the above method. The result is given in Table 2. 
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Table 2 





Ex.5 


Comp. Ex. 6 


Component (a) 


CTA-2 


CTA-2 


Dsace 


2.87 


2.87 


Connponent (b) 


CAP-2 




(I) 


2.31 




(D) 


0.61 




m 


2.92 




Re (nm) 


1.6 


2.5 



[0060] As apparent from the results given in Table 2, the film of Example 5 made from the liquid cellulose ester com- 
position was superior to the cellulose triacetate f3m of Comparative Example 6 in optical characteristics. 

20 Example 6 

[0061] In a similar manner to that of Example 5, a film was made from a liquid cellulose ester composition prepared 
in a similar manner to that of Exarrple 5. This film was examined for dynamic viscoelasticity according to the above 
method. The results are given in Table 3. 

25 

Comparative Example 7 



[0062] 1 5 parts by weight of CAP-2 was mixed with 85 parts by weight of methyl acetate at room temperature (25 °C) 
to prepare a slurry having a polymer concentration of 15 % by weight. This slurry was dissolved by allowing to stand at 
30 room temperature. The solution thus obtained was cast on a glass plate, air-dried at room temperature, and then vac- 
uum-dried at 105 ""C for 3 hours. The film thus obtained was examined for dynamic viscoelasticity according to the 
above method. The results are given in Table 3. 



Table 3 





Ex.6 


Ck>mp. Ex. 7 


Component (a) 


CTA-2 




DSace 


2.87 




Component (b) 


CAP-2 


CAP-2 


(I) 


2.31 


2.31 


(H) 


0.61 


0.61 


(m) 


2.92 


2.92 


Storage modulus (x lO^Pa) 


3.99 


3,23 


Loss tangent (tan 5) 


0.030 


0.031 



50 

[0063] As apparent from the results given in Table 3, the film of Example 6 made from the liquid cellulose ester com- 
position was superior to the film of Comparative Example 7 made from a mixed ester of cellulose in mechanical char- 
acteristics. 

55 Example 7 

[0064] 90 parts by weight of acetone was mixed with 5 parts by weight of CTA-1 and 5 parts by weight of CAP-1 at 
room temperature (25 ""C) to prepare a slurry having a polymer concentration of 10 % by weight. This slurry contained 
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white insolubles. The slurry was cooled for one hour in a methanol bath adjusted to -20 "^C with dry ice. No white insol- 
ubles were observed in the slurry taken out of the bath, while many bubbles formed by the penetration of the solvent 
were observed. The slurry was allowed to stand at room temperature for 1 0 minutes and then kept in a hot water bath 
set at 40 for 10 minutes to give a liquid cellulose ester composition. The composition exhibited fluidity and was free 
5 from an undissolved lump. The liquid cellulose ester composition was allowed to stand at room temperature for one 
week. No change was observed in the appearance of the composition. 

Example 8 

10 [0065] 90 parts by weight of tetrahydrofuran was mixed with 5 parts by weight of CTA-1 and 5 parts by weight of CAP- 
1 at room temperature (25 °C) to prepare a slurry having a polymer concentration of 10 % by weight. This slun-y con- 
tained white or lumpish insolubles. The slurry was cooled for one hour in a methanol bath adjusted to -25 with dry 
ice. No white or lumpish insolubles were observed in the slurry taken out of the bath, while many bubbles formed by the 
penetration of the solvent were observed. The slurry was allowed to stand at room temperature for 10 minutes and then 

15 kept in a hot water bath set at 40 ''C for 10 minutes to give a liquid cellulose ester composition. The composition exhib- 
ited fluidity and was free from an undissolved lump. The liquid cellulose ester conrposition was allowed to stand at room 
tenperature for one week. No change was observed in the appearance of the composition. 

Examples 9 to 1 3 

20 

[0066] At room temperature (25 °C). CTA-1 and CAP-1 were dissolved in methyl acetate or acetone at CTA-1/CAP-1 
weight ratios of 90 : 10, 70 : 30. 50 : 50 (corresponding to Example 1 and soon), 30 : 70, and 10 : 90. and the obtained 
compositions were evaluated for compatibility. All of the compositions exhibited excellent compatibility both in the visual 
observation method and in the thermal analysis method. The films made from the compositions were nearly equivalent 
25 to those of the preceding Examples in mechanical and. optical characteristics. 

Example 14 

[0067] 68 parts by weight of methyl acetate was mixed with 7.5 parts by weight of CTA-2. 7.5 parts by weight of GAP- 
20 2 and 1 7 parts by weight of ethanol serving as a gelation accelerator at room temperature (25 °C) to prepare a slurry 
having a polymer concentration of 15 % by weight. This slurry was cooled for one hour in a methanol bath adjusted to 
-25 °C with dry ice. The resulting slurry was allowed to stand at room temperature for 10 minutes, and then kept on a 
hot water bath set at 40 ""C for 10 minutes to give a liquid cellulose ester composition. This liquid cellulose ester com- 
position was cast on a glass plate and air-dried at 15 '^C to give a film. This film could be easily peeled from the glass 
35 plate after the lapse of 18 minutes from the casting. Thus, the time required until peeling could be shortened as com- 
pared with the case where the air drying was conducted at 25 °C. 

[0068] The cellulose ester compositions of the present invention are easily soluble in general -purpose organic sol- 
vents and excellent in the compatibility of the cellulose components with each other, so that a liquid cellulose composi- 
tion, prepared by dissolving the composition in an organic solvent can be easily solvent-cast into films. Further, the 
40 compositions are excellent also in formability into film, so jhat the production of films from the compositions by the sol- 
vent-casting can be conducted at ordinary room temperature of factories without particular consideration given to cast- 
ing temperature, and that the time required for film forming can be shortened. Additionally, the obtained films are free 
from phase separation and therefore excellent in optical and mechanical characteristics. 

45 Claims 

1. A cellulose ester composition comprising 1 to 99 % by weight of (a) cellulose triacetate prepared by substituting 
hydroxyl groups of cellulose with acetyl, having a degree of substitution with acetyl. DSace, which satisfies the rela- 
tionship: 2.7 ^ DSace £ 3.0. and 99 to 1 % by weight of (b) a mixed fatty acid ester of cellulose, prepared by sub- 
so stituting hydroxyl groups of cellulose with acety and acyl having three or more cartx^n atoms, having degrees of 

substitution with acetyl and the acyl having three or more cartx)n atoms, respectively. DSace and DSacyl. which 
satisfy the relationships: (I) 2.20 ^ DSace ^ 2.95. (II) 0.05 ^ DSacyl s o.80 and (III) 2.60 s DSace + DSacyl ^ 3.00. 

2. The composition as claimed in Claim 1 . wherein the acyl having three or more carbon atoms is propionyl or butyryl. 

55 

3. The composition as claimed in Claim 1 . which further contains a plasticizer in an amount of 0.1 to 40 % by weight 
based oh the total amount of the components (a) and (b). 
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4. A liquid composition, prepared by dissolving the cellulose ester composition according to Claim 1 in an organic sol- 
vent. 

5. The liquid composition as claimed in Claim 4. wherein the organic solvent Is a ketone, an ester or an ether, being 
5 substantially free from halogen. 

6. The liquid composition as claimed in Claim 4. wherein the concentration of the components (a) and (b) is 5 to 50 
% by weight. 

10 7. A process for preparing a liquid cellulose ester composition, comprising the steps of dispersing the cellulose ester 
conposition according to Claim 1 in an organic solvent, keeping the obtained dispersion at a temperature of -1 10 
to 20 "C. and then keeping the resulting dispersion at a temperature which is higher than the temperature employed 
in the preceding step and ranges from 0 to 120 ''C to thereby dissolve the dispersion into a solution. 

15 8. The process as claimed in Claim 7, wherein the organic solvent is a ketone, an ester or an ether, being substantially 
free from halogen. 

9. The process as claimed in Claim 7, wherein the concentration of the components (a) and (b) in the liquid composi- 
tion is 5 to 50 % by weight. 

20 

10. A process for producing a cellulose ester film, comprising the step of casting the liquid composition according to 
Claim 4 on a substrate and then removing the organic solvent through evaporation. 
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